. Crystal structure of cttl· (6) . Projection at right angles to the plane of atoms N-21, N·22 and N·23; ring·D in foreground (ligand system without subsli· tuents). Fig. 3 Crystal structure of tc/cc-Ni". 2, 3.7, 8, Figure 2 shows the molecule cttt-(6) (cf. Fig. 1 ) in side view. The four coordination centres and the metal ion have essentially a coplanar arrangement; the characteristic macroring deformation observed in the nickel(u) complexes of the tetrahydro-1121 and hexahydroporphyrinl!a.d) series is absent (for comparison see Fig. 3 ). This observation corroborates our contention that the coordination cavity of corrinoid ligand systems is closer to the spatial coordination optimum of transition metal ions such as Nj2+ than the cavity of hydroporphinoid ligand systems.
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[1] a) 1. E. lohansen. Ch. Angst, Ch. Kratky, A. Eschenmoser, Angew. Chem. 92, 141 (1980) 9J, 273 (1981); Angew. Chem. Int. Ed. Eng!. 20,261 (1981) ;.) V. Ra· seW, B. Kriiutler, A Plal/z. A. Eschenmoser. ibid. 89, 475 (1977) and 16,459 (1977) resp.: er. also A. 1. Seoll. Tetrahedron 31. 2639 (1975 present to 21 % in the mixture of diastereomers (6). [7[ a) Identified by comparison of UV /VIS and mass spectra with those of (9) Pbl; thiS compound was prepared [lel from nonamethyl-IO,23·dihydrobilin (11) and (6) III have shown that the facile displacement of the trimethylsilyl moiety by electrophiIes is a decisive factor in the protodesilylation of aryl(trimethyl)silanes; on the basis of kinetic data, they have proposed a mechanism for this reaction analogous to that for electrophilic aromatic substitution. The very high ipso rate factors for a series of electrophilic desilylation processes[2 1 gave rise to the expectation that aryl(trimethyl)silanes I31 might also be successfully employed for synthetic purposes; this was confirmed by a regiospecific route to polysubstituted benzenes via aryl(trimethyl)silanes reported recentlyl4J.
Our own investigations of the acylation of aryl(trimethyl)silanes I51 , and reports in the literature on reactions of aldehydes with trimethylsilyl(pentahalo)benzenes I6aJ and heteroaryl(trimethyl)silanes I6b ), have led us to the assumption that a mechanism different from that formulated by Ea· born!!) might be operative in these cases. For this pathway, the breaking of the aryl-sHyl bond-with at least partial evolution of aryl anions-would be rate-limiting; substituents which stabilize negative charges should therefore enhance the reactivity of aryl(trimethyl)silanes towards electrophiles.
But 2-nitrophenyl(trimethyl)silane (ia) does not react with benzaldehyde even upon heating to 100 QC in dimethylformamide (DMF) for three days_ If, however, potassium tert-butanolate is added in catalytic amounts, electrophilic substitution proceeds smoothly even at -60 QC, (2a) being formed within 1 h in 92% yield. Analogously, from a series of substituted phenyl(trimethyl)silanes (1 a)-(J h) and benzaldehyde, the benzhydrylsilyl ethers (2a) -(2h) or, after hydrolysis, the benzhydrols (3) were obtained (Table 1) .
"O~
Aryl Table I . Benzhydrylsilyl ethers (2) and benzhydrols (3) from mono-substituted phenyl(trimethyl)silanes (1) and benzaldehyde. For the nitro-and chlorophenyl(trimethyl)silanes, the relative reactivity correlates well with the (TI-substituent constants!7a l , but diverges significantly from the order of stabilization of the phenyl anions which would be essential intermediates for a nucleophilic desilylation(7b l . The (TI correlation holds also for the other arylsilyl substrates (lc)-(If) in Table 1 ; the remarkable increase in reactivity from (Id) to (If) is similarly mirrored in the substituent constants. This clearly indicates that the electrophile participates significantly in the rate-limiting step of the reactions reported here-in contrast to normal nucleophilic desilylation!7b l . Since "hard" bases have proven especially effective nucleophilic catalysts (KOQCH 3 h, KF, CsF, tetraalkylammonium fluoride, KOAc)18 1 , one must assume that interaction of the catalyst with the silicon is the decisive factor for the reaction.
We have also extended the reaction to substituted benzaldehydes and aliphatic aldehydes, to ketones, acyl fluorides and carboxylic acid anhydrides as well as to carbon dioxide; the respective products, secondary (4) and tertiary benzyl alcohols (5), aryl ketones (6) and substituted benzoic acids (7), are obtained, at least in part, in excellent yields.
The scope of the procedure can be further widened by variation of the arylsilyl substrate. From 2-trimethylsilylbenzthiazole and benzaldehyde, for instance, the substitution product is formed in 78% yield, only after heating to 160 QC for 40 h!Ob l ; in the presence of 1 mol-% of potassium tert-butanolate, 91% of the product is obtained after 15 min at -60 QC. Since the heteroaryl(trimethyl)silanes are readily accessible via cycloaddition reactions l3l , this method allows the introduction of substituents into heterocyclic substrates with high regioselectivityl9 J , The reaction will be of special preparative advantage in those cases where organometallic derivatives cannot be employed because of the presence of reactive functional groups in the molecule (nitro or carbonyl compounds) or because of secondary reactions, e, g. formation of dehydroarenes from halogen compounds or isomerization to more stable anions,
Experimental:
(2a): Potassium tert-butanolate (83 mg, 0.74 mmol) is added to a constantly stirred mixture of (la)JlOJ (3.91 g, 20 mmol) and benzaldehyde (2.12 g, 20 mmol) in 25 cm) DMF at room temperature. The solutions warms slightly and turns red; as indicated by GLC, the reaction is complete after lh. The catalyst is filtered off, and the DMF distilled off. Upon fractional distillation, the oily residue yields 4.81 g (80%) (2a), b.p. t36-t38°C/0.1 torr, 'H-NMR (CDCl): 0=0.07 (s, 9 H), 6.57 (s, H), 7.20-8.00 (m, 9 H).
